Materials. All materials were used as received without further purification unless otherwise noted. Solvents were of reagent grade quality. Pyridine was acquired from Mallinckrodt Chemicals, ammonium hexafluorophosphate and deuterated acetone were purchased from Aldrich, diethyl ether and acetonitrile were obtained from Fisher Scientific, and 200 proof ethanol was purchased from Decon Laboratories.
and excess pyridine (1 mL) in 20 mL of 2:1 EtOH/H 2 O were heated at reflux overnight. The resulting orange solution was cooled to room temperature. EtOH was removed under vacuum and excess NH 4 PF 6 was added to precipitate [Ru(tpy) S7 The sample was excited with 568nm (1.5 mW at the sample) by the output of optical parametric amplifier with a sum frequency generator. A Harrick Scientific flow cell equipped with 1 mm CaF 2 windows (path length = 1 mm) was used for the sample with a total volume of 10 mL upon irradiation. A polarization angle between the pump and the probe beams of 54.7° was used to avoid rotational diffusion effects. The measurements were repeated four times at each time delay and the spectra were corrected for the chirp in the white light probe continuum.
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Methods.
1 H NMR was performed in acetone-d 6 and chemical shifts were referenced to the residual acetone peak (2.05 ppm). Electrospray ionization (ESI) mass spectrometry was performed using a Bruker micrOTOF instrument with CH 3 OH as the eluent. 
